x, -x, -x, x, -x, x, x, -x, y, -y, -y, y, -y, y, y, -y Carbon-13 spectra with heteronuclear 13 C- 15 Receiver:
x, -x, -x, x, -x, x, x, -x, -x, x, x, -x, x, -x, -x, x Simulated spectra without compensating scan demonstrate that the intensity of the lines presenting dipole-split doublet is decreasing (positive peaks in red spectra) when dipole constant is comparable to line width. Moreover, apparent splitting (measured as the distance between peak maxima) becomes larger due to broadening effect. These artefacts are suppressed in the spectra measured with compensating scan (black lines). The numerical simulation was performed using Spinach programs (http://spindynamics.org/Spinach.ph). In the magnitude mode spectrum, phase distortions, observed in phase sensitive spectra, are suppressed and the dipolar splittings are more accurately determined.
DFT data for sample BAB
Distances CN r and angles , CN Z θ were calculated from the BAB molecular geometry obtained by the DFT B3LYP/6-311+g(d) method in vacuo. Table S2 . parameters has been created. 1 Using reported values of the coefficients α and β for MBBA homologous series 1 the S ZZ values were calculated for different carbons in the molecular core as displayed in Table S3 . The S ZZ values for different carbons are consistent within the experimental error of ±0.01. We have also examined the reported data [2] [3] [4] [5] [6] [7] [8] [9] [10] [11] [12] [13] [14] [15] [16] [17] for the MBBA molecular order parameter in the literature cited in the database LiqCryst (https://www.lci-systems.com/liqcryst/). Reported experimental values for the molecular order parameter in MBBA in the relevant temperature range of 20-25 degrees below clearing temperature T c , scatter in a wide range of ∼0.50-0.65 (some obvious outliers were excluded). These values are on average significantly below the MD-derived value of S ZZ = 0.664. On the other hand, calculated in Table S3 value S ZZ =0.56±0.01 is well within the reported experimental range. To account for the discrepancy of the modelling and experimental values of the order parameter the couplings obtained from MD trajectory were scaled by a fixed factor exp / 0.85 MD ZZ ZZ S S ≈ (Table S2 ).
